The self-diffusion coefficient of sodium, chloride and iodide ions in acetonitrile-water mixtures at 25.0 ± 0.05 °C has been measured in dependence on the salt m olarity in the range 1.0-10-4 1.0-10 m ol/dm 3. The ionic self-diffusion coefficients in infinitely diluted solutions have been computed. The influence of the solvent composition on the solvation of the ions is discussed. Preferential solvation of the ions by acetonitrile above 15m ol% of acetonitrile has been found. An effect o f the sodium ions on the form ation of acetonitrile globules is postulated. (1) w here T, £ 0 and D°° denote the tem perature, the static dielectric constant o f the solvent and the ionic self-d iffu sio n coefficient in the infinitely diluted solu tion (lim iting self-d iffu sion co e ffi cient), respectively, and B,= D°°/Df, where D°° and D f relate to the ion under study and the cou n terion, respectively. 0932-0784 / 87 / 0900-1014 $ 01.30/0. -Please order a reprint rather than m aking your own copy.
The relation between the structure o f a solvent and the solvation o f solutes is a fundam ental q ues tion in solu tion chem istry. A acetonitrile-w ater m ixtures as solvents seem to be suitable system s to study that problem because they exhibit tw o struc tural discontinuities. From the viscosity and density investigations M oreau and Douheret [ Based on the data given in Table 1 
